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NITRILE RUBBER COMPOSITION,
CROSS-LINKABLE NITRILE RUBBER

COMPOSITION AND CROSS-LINKED
RUBBER

FIELD OF THE INVENTION

The present invention relates to a nitrite rubber composi-
tion and a cross-linkable nitrite rubber composition capable
of giving a highly-saturated cross-linked nitrile rubber having
high tensile stress and excellent heat resistance, and a cross-

linked rubber thereof.

DESCRIPTION OF THE RELATED ART

As arubber having excellent o1l resistance, heat resistance
and ozone resistance, nitrite group containing highly-satu-
rated copolymer rubber (1.e. “highly-saturated nitrite rubber”
including hydrogenated mitrile rubber) has been known, and
the cross-linked rubber thereof has been used as a material for
various automotive rubber products such as a belt, hose, gas-
ket, packing and oil-seal. Recently, required qualities of the
material rubbers used for automotive rubber products have
become further severe, and particularly in a bulk rubber prod-
uct other than a fiber impregnated body or metal composite
body, further excellent heat resistance has been demanded
since temperature 1n an engine room 1s easier to mcrease due
to downsized and souped-up automobile engine.

In response to this, Patent Article 1 proposes a cross-linked
rubber obtained by blending silica and zinc methacrylate with
a highly-saturated nitrite rubber, and crosslinking 1t by a
crosslinking agent. However, the cross-linked rubber has
defects such as insuificient improvement 1n heat resistance

and reduction 1n tensile stress.
Patent Article 1: The Japanese Unexamined Patent Publica-
tion 2006-84010.

DISCLOSURE OF INVENTION

Problem to be Solved by the Invention

A purpose of the present invention 1s to provide a nitrile
rubber composition and a cross-linkable nitrile rubber com-
position capable of giving a highly-saturated cross-linked
nitrile rubber having high tensile stress and excellent heat
resistance, and a cross-linked rubber thereof.

Means for Solving the Problem

The present mventors found the following, as a result of
keen examinations, and came to complete the present inven-
tion based on the findings:

(1) insuificient improvement 1n heat resistance and reduc-
tion 1n tensile stress shown in the cross-linked rubber of the
above Patent Article 1 (Japanese Unexamined Patent Publi-
cation 2006-84010) are caused by using intact wet silica
without any particular treatment (specifically, in Patent
Article 1, “Nipsil VN-3 manufactured by Nippon Silica
Industrial Co Ltd.” 1s used.), or using hydrophobized silica
obtained by treating wet silica with organic silane (specifi-
cally, in Patent Article 1, “Nipsil SS-10 manufactured by
Nippon Silica Industrial Co Ltd.” 1s used.); and

(11) 1n contrast, by using specifically-treated silica in com-
bination with a highly-saturated nmitrile rubber and o, [3-ethyl-
enically unsaturated carboxylic acid metallic salt, the above
purpose can be attained.
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Namely, according to the present invention, there 1s pro-
vided a nitrile rubber composition comprising a nitrile rubber
(a) including an o, 3-ethylenically unsaturated nitrile mono-
mer unit and having 1odine value of 100 or less, an o.,[3-
cthylenically unsaturated carboxylic acid metallic salt (b),
and silane-treated fumed silica and/or calcinated wet silica
(C).

Preferably, a content of said o, p-ethylenically unsaturated
carboxylic acid metallic salt (b) 1s 3 to 120 parts by weight per
100 parts by weight of said nitrile rubber (a). Preferably, a
content of said silane-treated fumed silica and/or calcinated
wet silica (¢) 1s 5 to 300 parts by weight per 100 parts by
weilght of said nitrile rubber (a).

Preferably, said o, 3-ethylenically unsaturated carboxylic
acid metallic salt (b) 1s a zinc salt and/or magnesium salt of
unsaturated monocarboxylic acid, more preferably zinc
dimethacrylate. Preferably, said silane-treated fumed silica is
obtained by surface treatment of fumed silica with (meth)
acryloxy group containing silane and/or alkyl group contain-
ing halogenated silane. Preferably, said calcinated wet silica
1s adjusted to have a concentration of surface silanol groups of
3 groups/nm* or less by calcinating wet silica.

Also, according to the present invention, there 1s provided
a cross-linkable nitrite rubber composition comprising any
one of the above nitrile rubber compositions and a crosslink-
ing agent (d).

In the cross-linkable mitrite rubber composition of the
present invention, preferably, a content of said crosslinking,
agent (d) 1s 0.2 to 20 parts by weight per 100 parts by weight
of the nitrile rubber (a). Also, said crosslinking agent (d) 1s
preferably an organic peroxide.

Further, according to the present invention, there 1s pro-
vided a cross-linked rubber obtained by crosslinking any one
of the above cross-linkable nitrite rubber compositions. The
cross-linked rubber of the present imvention 1s preferably a
belt or seal material.

Eftects of the Invention

According to the present invention, there are provided a
nitrile rubber composition and a cross-linkable nitrite rubber
composition capable of giving a highly-saturated cross-
linked nitrile rubber having high tensile stress and excellent
heat resistance, and a cross-linked rubber thereof.

BEST MODE FOR WORKING THE INVENTION

A nitrile rubber composition of the present invention com-
prises a nitrile rubber (a) including an a,p-ethylenically
unsaturated nitrile monomer unit and having 1odine value of
100 or less, an o.,3-ethylenically unsaturated carboxylic acid
metallic salt (b), and silane-treated fumed si1lica and/or calci-
nated wet silica (c).

Also, a cross-linkable nitrile rubber composition of the
present invention comprises the above nmitrile rubber compo-
sition and a crosslinking agent (d).

Note that a rubber including an o, p-ethylenically unsatur-
ated nitrile monomer unit may be referred to as “nitrile rub-
ber” as described above.

Nitrile Rubber Composition

Nitrile Rubber (a)

The nitrile rubber (a) used 1n the present invention includes
an o.,[-ethylenically unsaturated nitrile monomer unit and
has 1odine value of 100 or less. A monomer forming the
a.,p-ethylenically unsaturated nitrile monomer unit of the
nitrile rubber (a) may be any o, -ethylenically unsaturated
compound having a nitrile group without limitation, and there
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may be mentioned acrylonitrile; a-halogenoacrylonitrile
such as a-chloroacrylonitrile and a-bromoacrylonitrile;
a.-alkylacrylonitrile such as methacrylonitrile; etc. Among
these, acrylonmitrile and methacrylonitrile are preferable. As
the o, -ethylenically unsaturated nitrile monomer, a plurality
of these may be used 1n combination.

A content of the a,p-ethylenically unsaturated nitrile
monomer units 1n the nitrile rubber (a) 1s preterably 10 to 60
wt %, more preferably 15 to 55 wt % and particularly prefer-
ably 20 to 50 wt % per 100 wt % of all monomer units. When
the content of the o, p-ethylenically unsaturated nitrile mono-
mer units 1s too small, o1l resistance of the obtained cross-
linked rubber may be reduced, and in contrast, too large
content may cause to reduce cold resistance.

The nitrile rubber (a) normally includes, a diene monomer
unit and/or a.-olefin monomer unit as well as the a,3-ethyl-
enically unsaturated nitrile monomer unit to provide rubber
clasticity of the obtained cross-linked rubber.

As a diene monomer forming the diene monomer unit,
there may be mentioned a conjugated diene with carbon num-
ber of 4 or more such as 1,3-butadiene, 1soprene, 2,3-dim-
cthyl-1,3-butadiene, and 1,3-pentadiene; a nonconjugated
diene with carbon number of preferably 5 to 12 such as
1.4-pentadiene, 1,4-hexadiene, vinyl norbornene and dicy-
clopentadiene; etc. Among these, conjugated diene 1s prefer-
able, and 1,3-butadiene 1s more preferable.

An o.-olefin monomer forming the a.-olefin monomer unit
preferably has carbon number of 2 to 12, and there may be
mentioned, for example, ethylene, propylene, 1-butene,
4-methyl-1-pentene, 1-hexene, 1-octene, efc.

A content of the diene monomer unit and/or c.-olefin
monomer unit in the nitrile rubber (a) 1s preferably 20 to 90 wt
%, more preferably 30 to 85 wt %, further preferably 40 to 80
wt % and particularly preferably 50 to 80 wt % per 100 wt %
of all monomer units. When the content of these monomer
units are too small, elasticity of the obtained cross-linked
rubber may be decreased; and too large content may cause to
deteriorate heat resistance and chemical stability.

The mitrite rubber (a) may also includes other monomer
unit copolymerizable to the a,p-ethylenically unsaturated
nitrile monomer, and diene monomer and/or c.-olefin mono-
mer. As a monomer forming other monomer unit, there may
be mentioned an aromatic vinyl monomer, a fluorine contain-
ing vinyl monomer, a,p-ethylenically unsaturated monocar-
boxylic acid and ester thereotf, an o, [3-ethylenically unsatur-
ated polyvalent carboxylic acid, an a,p-ethylenically
unsaturated polyvalent carboxylic acid monoester and poly-
valent ester, an a,3-ethylenically unsaturated polyvalent car-
boxylic acid anhydride, a cross-linkable monomer, copoly-
merizable anti-aging agent, etc.

As the aromatic vinyl monomer, styrene, a-methylstyrene,
vinylpyridine, etc., may be mentioned.

As the fluorine contaiming vinyl monomer, fluoroethylvi-
nyl ether, fluoropropylvinyl ether, o-trifluoromethylstyrene,
vinyl pentafluorobenzoate, difluoroethylene, tetratluoroeth-
ylene, etc., may be mentioned.

As the a,p-ethylenically unsaturated monocarboxylic
acid, for example, acrylic acid, methacrylic acid, crotonic
acid, cinnamic acid, etc., may be mentioned.

As the a,p-ethylemically unsaturated monocarboxylic acid
ester, for example, ethyl (meth)acrylate (indicating ethyl
acrylate or ethyl methacrylate; the same goes for the follow-
ing compounds such as butyl (meth)acrylate), butyl (meth)
acrylate, 2-ethylhexyl (meth)acrylate, etc.

As the a,3-ethylenically unsaturated polyvalent carboxy-
lic acid, for example, maleic acid, fumaric acid, 1itaconic acid,
etc., may be mentioned.
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As the o,[3-ethylemically unsaturated polyvalent carboxy-
lic acid monoester, for example, monomethyl maleate, mono-
cthylmaleate, monobutylmaleate, monocyclopentylmaleate,
monoethyl 1taconate, monomethylcyclopentyl itaconate, etc.
may be mentioned.

As the a,3-ethylenically unsaturated polyvalent carboxy-
lic acid polyvalent ester, for example, dimethyl maleate, di-n-
butyl fumarate, dimethyl itaconate, di-2-ethylhexyl itaconate,
etc., may be mentioned.

As the a,[3-ethylenically unsaturated polyvalent carboxy-
lic anhydride, for example, maleic anhydride, itaconic anhy-
dride, etc., may be mentioned.

As the cross-linkable monomer, there may be mentioned a
polylunctional ethylenically unsaturated monomer including
a divinyl compound such as divinylbenzene; di(meth)acry-
lates such as diethylene glycol di(meth)acrylate and ethylene
glycol di{meth)acrylate; tri{imeth)acrylates such as trimethy-
lolpropane tri{meth)acrylate; etc., and a self-cross-linkable
monomer such as N-methylol (meth)acrylamide and N,N'-
dimethylol (meth)acrylamide.

As the copolymerizable anti-aging agent, there may be
exemplified N-(4-anilinophenyl)acrylamide, N-(4-anili-
nophenyl)methacrylamide,  N-(4-anilinophenyl)cinnama-
mide, N-(4-anilinophenyl)crotonamide, N-phenyl-4-(3-vi-

nylbenzyloxy)aniline, N-phenyl-4-(4-vinylbenzyloxy)
aniline, etc.
These other copolymerizable monomers may be used 1n

combination. A content of these other monomer units of the
nitrile rubber (a) 1s preferably 60 wt % or less, more prefer-
ably 50 wt % or less and particularly preferably 10 wt % or
less per 100 wt % of all monomer unaits.

The nitrile rubber (a) used 1n the present invention has the
10dine value of 100 or less, preferably 80 or less, more pret-
erably 60 or less and particularly preferably 30 or less. When
the 10dine value of the mitrile rubber (a) 1s too high, ozone
resistance ol the obtained cross-linked rubber may be
reduced.

Also, Mooney viscosity [ML,, ., (100° C.)] of the mtrile
rubber (a) used in the present invention 1s preferably 135 to
200, more preferably 30 to 150 and particularly preferably 45
to 120. When the Mooney viscosity of the nitrile rubber (a) 1s
too low, mechanical properties of the obtained cross-linked
rubber may be reduced. In contrast, too high Mooney viscos-
ity may cause to reduce workability of the nitrile rubber
composition.

A production method of the nitrile rubber (a) used 1n the
present invention 1s not particularly limited. In general, a
method to copolymerize the o, -ethylenically unsaturated
nitrite monomer, diene monomer and/or c-olefin monomer,
and optionally-added other copolymerizable monomer
thereto 1s convenient and preferable. As a polymerization
method, any one of known polymerization method, such as
emulsion polymerization method, suspension polymeriza-
tion method, bulk polymerization method and solution poly-
merization method, can be used, and emulsion polymeriza-
tion method 1s preferable because 1t 1s easy to control the
polymerization.

Also, when 10dine value of the copolymer obtained by
copolymerization 1s higher than the above range, the copoly-
mer may be hydrogenated (hydrogenation reaction). A hydro-
genation method 1s not particularly limited and any known
method may be applicable.

a.,p-Ethylenically Unsaturated Carboxylic Acid Metallic
Salt (b)

The o, p-ethylenically unsaturated carboxylic acid metallic
salt (b) used 1n the present invention 1s a salt of o, 3-ethyleni-
cally unsaturated carboxylic acid and metal.
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As an a,[3-ethylenically unsaturated carboxylic acid form-
ing the o, p-ethylenically unsaturated carboxylic acid metal-
lic salt (b), those having at least univalent carboxyl group (1.¢.
those having at least one “—COOH group” which forms no
ester bond and the like) for generating a metallic salt may be
mentioned. Specific examples may include unsaturated
monocarboxylic acid, unsaturated dicarboxylic acid, unsat-
urated dicarboxylic acid monoester, etc.

As the unsaturated monocarboxylic acid, acrylic acid,
methacrylic acid, etc., may be mentioned. As the unsaturated
dicarboxylic acid, maleic acid, fumaric acid, 1taconic acid,
ctc, may be mentioned. As the unsaturated dicarboxylic acid
monoester, monomethyl maleate, monoethyl maleate,
monomethyl 1taconate, monoethyl 1taconate, etc., may be
mentioned. Among these ethylenically unsaturated carboxy-
lic acids, ethylenically unsaturated carboxylic acids having
no ester group are preferable, unsaturated monocarboxylic
acids are more preferable, and methacrylic acid 1s particularly
preferable.

As a metal forming the o,p-ethylenically unsaturated car-
boxylic acid metallic salt, any of those formable of a salt with
the above o, [3-ethylenically unsaturated carboxylic acid can
be used without limitation, and various metals can be used.
Among these, zinc, magnesium, calcium, barium, titanium,
chromium, 1ron, cobalt, nickel, aluminum, tin and lead are
preferable, zinc, magnesium, calcium and aluminum are
more prelerable, and zinc and magnesium are particularly
preferable.

The a,3-ethylenically unsaturated carboxylic acid metallic
salt (b) can be obtained by reacting the a,-ethylenically
unsaturated carboxylic acid with said metallic compound to
form a salt. As the metallic compound used 1n this reaction, an
oxide, hydroxide or carbonate may be mentioned.

An amount of the metal, used for forming the above salt, 1s
preferably 0.2 to 3 moles, more preferably 0.3 to 2.5 moles
and particularly preterably 0.4 to 2 moles with respect to 1
mole of carboxyl group 1n the o, -ethylenically unsaturated
carboxylic acid. When the amount of the a,3-ethylenically
unsaturated carboxylic acid is too large (metal amount 1s too
small), an odor of the residual monomers 1n the nitrile rubber
composition may be strong. On the other hand, when the
a.,p-ethylenically unsaturated carboxylic acid 1s too small 1n
amount (metal amount 1s too large), strength of the obtained
cross-linked rubber may be reduced.

The a,3-ethylenically unsaturated carboxylic acid metallic
salt (b) may be blended to the rubber 1n the form of a prelimi-
narily-formed metallic salt when preparing the mitrile rubber
composition by kneading together with other components
constituting the nitrile rubber composition such as the nitrile
rubber (a). Alternatively, the metallic salt may be formed
without preliminary reaction prior to the kneading process by
blending said o, p-ethylenically unsaturated carboxylic acid
and said metallic compound when kneading with other com-
ponents constituting the nitrile rubber composition, and
reacting them 1in the kneading process.

A content of the a,p-ethylenically unsaturated carboxylic
acid metallic salt (b) 1n the nitrile rubber composition of the
present invention 1s not particularly limited, but 1s preferably
3 to 120 parts by weight, more preferably 5 to 100 parts by
weight and particularly preferably 10 to 60 parts by weight
per 100 parts by weight of the nitrile rubber (a). When the
content of the component (b) 1n the nitrile rubber composition
of the present invention 1s too small, the obtained cross-linked
rubber may be inferior 1n strength properties; and in contrast,
too large content may cause to reduce elongation.
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Silane-Treated Fumed Silica and/or Calcinated Wet Silica
()

The mitrile rubber composition of the present mvention
includes silane-treated fumed silica and/or calcinated wet
silica (¢) 1n addition to the above component (a) and compo-
nent (b). Namely, the nitrile rubber composition of the present
invention includes, as the component (¢), any one or both of
silane-treated fumed silica and calcinated wet silica. In the
nitrite rubber composition of the present mvention, it 1s nec-
essary to add silane-treated fumed silica and/or calcinated
wet silica (¢) preliminarily prepared in the respective forms
when forming the composition.

For example, 1n the process of preparing the nitrile rubber
composition of the present invention, 11 mixing silane cou-
pling agent and fumed silica, 1.e. materials for making silane-
treated fumed silica, into the nitrile rubber (a) together with
other components constituting the nitrile rubber composition,
the obtained cross-linked rubber may be insufficient in
improvement effect of heat resistance.

The silane-treated fumed silica 1s obtained by forming a
dry silica (fumed silica) by a method to hydrolyze silicon
tetrachloride at high-temperature 1 oxyhydrogen flame
(high-temperature flame generated by belching hydrogen and
oxygen simultaneously by using blowpipe, and 1gniting), and
treating the surface thereof with a predetermined silane com-
pound. Note that BE'T specific surface area of the fumed silica
is preferably 10 to 500 m*/g, more preferably 30 to 300 m~/g
and particularly preferably 50 to 200 m*/g. By using the
fumed silica having BET specific surface area within the
range, improvement effects of tensile stress and heat resis-
tance in the obtained cross-linked rubber may be further
significant.

The silane-treated fumed silica 1s obtained by surface treat-
ment of fumed silica with a silane compound, and the surface
treatment with the silane compound allows to hydrophobize a
hydrophilic silanol group 1n the surface of the fumed silica
and to 1improve aflinity between the fumed silica and the
nitrile rubber (a). A type of the silane compound used 1n the
surface treatment 1s not particularly limited, but (meth)acry-
loxy group containing silane and alkyl group containing halo-
genated silane are preferable.

As the (meth)acryloxy group containing silane, acrylox-

ysilane, diacryloxysilane, methacryloxysilane, dimethacry-
loxysilane, etc., may be mentioned. As the alkyl group con-
taining halogenated silane, methyl trichlorosilane, dimethyl
dichlorosilane, trimethyl chlorosilane, ethyl trichlorosilane,
diethyl dichlorosilane, triethyl chlorosilane, etc., may be
mentioned. Among these, methacryloxysilane and dimethyl
dichlorosilane are pretferable.
The calcinated wet silica 1s prepared by firing wet silica. As
the wet silica used for the calcinated wet silica, the one
synthesized by neutralization of sodium silicate and mineral
acid (normally sulfuric acid), etc., may be mentioned. For
example, any silica can be used, either obtained by a precipi-
tation method to perform neutralization 1n an alkaline side, or
obtained by a gel method to perform neutralization 1n an acid
side.

As for firing conditions of the wet silica to obtain the
calcinated wet silica, the wet silica are preferably heated at
500 to 1,000° C. for 30 to 120 minutes, more preferably at 600
to 950° C. for 30 to 90 minutes and particularly preferably at
700 to 900° C. for 30 to 60 minutes. When heating tempera-
ture 1s too low or heating time 1s too short, the obtained
calcinated wet silica may cause insuificient improvement
clfects of heat resistance and tensile stress of the obtained
cross-linked rubber. When heating temperature 1s too high or
heating time 1s too long, the silica may be sintered to coarsen.
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Loss on heat of the calcinated wet silica 1s preferably 2 wt %
or less. When loss on heat 1s too large, compression set of the
obtained cross-linked rubber may be increased, or heat resis-
tance may be reduced.

The calcinated wet silica has surface silanol group concen-
tration of preferably 3 groups/nm” or less, more preferably
2.5 groups/nm” or less. When the surface silanol group con-
centration 1s too large, tensile stress and heat resistance of the
obtained cross-linked rubber are liable to be reduced. Since
the calcination of wet silica reduces surface silanol group
concentration, 1t results 1n 1mproving aifinity to the nitrile
rubber (a). Note that the surface silanol group concentration
can be obtained by drying silica, followed by immersing 1n
deuterated water, and determining free-proton amount in deu-
terated water by NMR.
BET specific surface area of the calcinated wet silica 1s
preferably 10 to 500 m*/g, more preferably 30 to 300 m*/g
and particularly preferably 50 to 200 m®/g. When BET spe-
cific surface area of the calcinated wet silica 1s too large,
viscosity of the cross-linkable nitrile rubber composition 1s
liable to increase to cause reduction in moldability. When
BET specific surface area 1s too small, the obtained cross-
linked rubber may be reduced in tensile stress and heat resis-
tance.

pH of the calcinated wet silica 1s preferably 3.5 to 8. When
pH 1s too low, crosslinking rate may be reduced and crosslink
density of the obtained cross-linked rubber may be 1nsuili-
cient, resulting 1n large compression set or reduced heat resis-
tance. In contrast, too high pH may cause scorch at molding
process.

A content of the silane-treated tumed silica and/or calci-
nated wet silica (¢) in the nitrile rubber composition of the
present invention 1s preferably S to 300 parts by weight, more
preferably 10 to 200 parts by weight and particularly prefer-
ably 20 to 100 parts by weight per 100 parts by weight of the
nitrile rubber (a). When the content of the component (¢) in
the mitrile rubber composition 1s too small, the obtained cross-
linked rubber 1s liable to have insufficient improvement
clfects of tensile stress and heat resistance, and large com-
pression set. In contrast, too large content of the component
(c) 1n the nitrile rubber composition may cause to reduce
workability of the nitrile rubber composition.

Note that weight ratio of the o, 3-ethylenically unsaturated
carboxylic acid metallic salt (b) and silica (¢) in the nitrile
rubber composition of the present invention 1s, 1n terms of a
value of (b)/(c), preferably 1/100 to 200/100, more preferably
10/100 to 100/100.

Optional Components

The nitrile rubber composition of the present invention
may include, 11 needed, other components in addition to the
above component (a), component (b) and component (c). As
such other components, although not particularly limited, for
example, polyether and organic metallic salt having a fluoro
group and/or sulfonyl group, etc., may be mentioned. Particu-
larly, by using these polyether and organic metallic salt hav-
ing a fluoro group and/or sulfonyl group 1n combination, the
obtained cross-linked rubber may be improved 1n antistatic
characteristic.

As the polyether usable 1n the present invention, any poly-
mer having plurality of ether bonds 1n the main chain can be
used without particular limitation, and a preferred example
thereol 1s a (co)polymer containing monomer unit(s) of the
cthylene oxide and/or propylene oxide 1n a total amount of
preferably 10 mol % or more, more preferably 40 mol % or
more, further preferably 60 mol % or more and particularly
preferably 80 mol % or more. When the total amount of the
monomer unit(s) of the ethylene oxide and/or propylene

10

15

20

25

30

35

40

45

50

55

60

65

8

oxide 1s too small, antistatic effect of the obtained cross-
linked rubber 1s liable to be reduced.

Note that when including the polyether, it 1s preferable to
use those having both ethylene oxide monomer unit and pro-
pylene oxide monomer unit, to thereby further improve the
cifect attained by addition thereof.

The polyether containing an ethylene oxide monomer unit
has an effect to stabilize a metallic 10n because of coordina-
tion of an 1onized metal 1n the ethylene oxide monomer unit.
Then, the resultant segmental movement of the ethylene
oxide monomer unmit has such function to transport the 1on.
However, too many ethylene oxide monomer units may result
in crystallization to cause to ihibit segmental movement of
the molecular chain. Therefore, by using the polyether further
containing propylene oxide monomer units as well, the above
crystallization can be prevented, and antistatic effect can be
improved.

Also, 1Tthe polyether contains a carbon-carbon unsaturated
bond, it can be cross-linked with the nitrile rubber (a), result-
ing in toughening the obtained cross-linked rubber, which 1s
preferable. To obtain the polyether containing a carbon-car-
bon unsaturated bond, 1t 1s preferable to copolymerize mono-
mers containing a carbon-carbon unsaturated bond (which 1s
heremnafter referred to as “unsaturated bond contaiming
monomer’”), and 1t 1s particularly preferable to copolymerize
allyl glycidyl ethers because of 1ts high copolymerizability.

As the polyether, because of further significant antistatic
elfect, a ratio of the ethylene oxide monomer unit, propylene
oxide monomer unit and unsaturated bond containing mono-
mer unit “ethylene oxide monomer unit/propylene oxide
monomer unit/unsaturated bond containing monomer unit” 1s
preferably 50 to 99 mol %/0.5 to 49.5 mol %/0.5 to 20 mol %,
more preferably 60 to 96 mol %/2 to 38 mol %/2 to 10 mol %.
Note that the polyether can be obtained, for example, by a
conventionally-known polymerization method such as solu-
tion polymerization by using a conventionally-known poly-
merization catalyst as a ring-opening polymerization catalyst
for an oxirane compound.

A weight-average molecular weight of the polyether 1s
preferably 10,000 or more, more preterably 10,000 to 1,000,
000 and particularly preferably 50,000 to 800,000. When the
weilght-average molecular weight 1s too small, bleeding may
occur 1n the obtained cross-linked rubber, and when the
weight-average molecular weight 1s too large, workability of
the nitrile rubber composition may be reduced.

A content of the polyether 1n the nitrite rubber composition
of the present invention i1s preferably 0.1 to 20 parts by
weilght, more preferably 0.5 to 10 parts by weight and par-
ticularly preferably 1 to 10 parts by weight per 100 parts by
weight of the nitrile rubber (a). When the content of the
polyether 1s too small, antistatic effect of the obtained cross-
linked rubber 1s liable to be decreased. In contrast, too large
content may cause bleeding.

As the organic metallic salt having a fluoro group and/or
sulfonyl group, an organic alkali metallic salt and organic
alkaline-earth metallic salt having a fluoro group and/or sul-
tonyl group are preferable, the organic alkali metallic salt 1s
more preferable, and an organic lithium salt 1s particularly
preferable.

As an example of the above organic lithium salt,
L1CF,SO,, LIN(SO,CF,), [compound name: lithium-bis(tr1-
fluoromethanesulfonyl)imide],  LiC(SO,CF,),,  LiCH
(SO,CF,),, LiSF.CF,S0,, Li[{OCH(CF,), }Nb], etc., may
be mentioned.

As mentioned above, when the polyether contains an eth-
ylene oxide monomer unit, the ethylene oxide monomer unit
stabilizes a metallic 10n and also causes segmental movement
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to have function to transport the 1on. Therefore, when using
the polyether and the organic metallic salt having a fluoro
group and/or sulfonyl group, 1t 1s preferable to apply proce-
dure including preliminarily mixing these suiliciently and
then mixing the other components constituting the nitrile
rubber composition. Note that a product “Sankonol TBX-
8310” manufactured by Sanko Chemical Ind. Co., Ltd. 1s
commercially available as a mixture of ethylene oxide-pro-
pylene oxide-allyl glycidyl ether copolymer and an organic
lithium salt having a fluoro group and/or sulfonyl group, so
that 1t 1s suitable to use 1n the above procedure.

A content of the organic metallic salt having a tfluoro group
and/or sulfonyl group in the nitrile rubber composition of the
present invention 1s preferably 0.01 to 10 parts by weight,
more preferably 0.2 to 8 parts by weight and particularly
preferably 0.5 to 6 parts by weight per 100 parts by weight of
the nitrile rubber (a). When the content of the organic metallic
salt having a fluoro group and/or sulfonyl group in the nitrile
rubber composition of the present invention 1s too small,
antistatic effect of the obtained cross-linked rubber 1s liable to
be reduced. In contrast, too large content may cause to reduce
workability of the nitrile rubber composition.

Cross-Linkable Nitrile Rubber Composition

The cross-linkable nitrile rubber composition of the
present invention comprises the above nitrile rubber compo-
sition and a crosslinking agent (d).

As the crosslinking agent (d), there may be used any con-
ventionally-known crosslinking agent, normally used for
crosslinking 1n a rubber, such as organic peroxide, polyamine
compound, polyvalent epoxy compound, polyvalent 1socyan-
ate compound, aziridine compound, sulfur compound, basic
metallic oxide and organometallic halide. Among these,
organic peroxide and polyamine compound are preferable,
and organic peroxide 1s more preferable since it can easily
give a cross-linked rubber with large elongation.

As the organic peroxide, normally, any of those used as a
vulcanizing agent 1n rubber processing can be used without
limitation. As an example of the organic peroxide, dialkyl
peroxides, diacyl peroxides, peroxyesters, etc., may be men-
tioned.

As the dialkyl peroxides, dicumyl peroxide, di-t-butyl per-
oxide, 1,3-bis(t-butylperoxyisopropyl)benzene, etc., may be
mentioned.

As the diacyl peroxides, dibenzoyl peroxide, diisobutyryl
peroxide, etc., may be mentioned.

As the peroxyesters, t-butyl peroxypivalate, t-butyl per-
oxyisopropyl percarbonate, etc., may be mentioned.

A content of the crosslinking agent (d) 1n the cross-linkable
nitrile rubber composition of the present invention 1s prefer-
ably 0.2 to 20 parts by weight, more preferably 1 to 15 parts
by weight and particularly preferably 1.5 to 10 parts by
weilght per 100 parts by weight of the nitrile rubber (a). When
the content of the crosslinking agent (d) 1s too small, it may be
impossible to obtain a cross-linked rubber with excellent
mechanical properties and small compression set. In contrast,
too large content may cause to reduce resistance to fatigue of
the cross-linked rubber.

The cross-linkable nitrile rubber composition of the
present invention can include a compounding agent normally
used 1n the rubber processing field 1n addition to the above
nitrile rubber (a), a,p-ethylenically unsaturated carboxylic
acid metallic salt (b), silane-treated fumed silica and/or cal-
cinated wet silica (¢), crosslinking agent (d), and the option-
ally-added polyether and organic metallic salt having a fluoro
group and/or sulfonyl group. As the compounding agent, for
example, there may be mentioned a reinforcement filler such
as carbon black, anon-reinforcement filler such as calcium
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carbonate and clay, a silane coupling agent, an anti-aging
agent, a light stabilizer, an antiscorching agent such as a
primary amine, a plasticizer, a processing aid, a lubricant, an
adhesive, a lubricating agent, a flame-retardant, a fungicide,
an acid acceptor, an antistatic agent, a coloring agent, a
crosslinking accelerator, cross-linking auxiliaries, a cross-
linking retardant, etc. Amounts of these compounding agents
are not particularly limited as far as they are in the range not
to disturb the purpose and efiects of the present invention, and
suitable amounts for the purpose of blending can be appro-
priately selected.

Also, the cross-linkable nitrile rubber composition of the
present invention may include rubbers other than the nitrile
rubber (a) within the range not to disturb the purpose and
eifects thereot. A content of the other rubbers 1s preferably 50
parts by weight or less, more preferably 10 parts by weight or
less per 100 parts by weight of the mitrile rubber (a).

Production Methods of Nitrile Rubber Composition and
Cross-Linkable Nitrile Rubber Composition

The nitrile rubber composition and cross-linkable nitrile
rubber composition of the present invention are produced by
mixing each of the above components preferably 1n nonaque-
ous system. A method for mixing 1s not limited, but in the case
of the cross-linkable nitrile rubber composition, 1t 1s prefer-
able that components excluding the crosslinking agent, etc.,
which are unstable to heat, are primarily kneaded 1in a mixer
such as a Bambury mixer, intermixer and kneader, and then
secondarily kneaded after transferring 1t into a roll, etc., and
adding the crosslinking agent, etc.

The nitrile rubber composition of the present invention has
Mooney viscosity [ML, ., (100° C.)] (compound Mooney) of
preferably 15 to 200, more preferably 20 to 150. Also, the
cross-linkable mnitrile rubber composition of the present
invention has Mooney viscosity [ML,_ , (100° C.)] (com-
pound Mooney) of preferably 15 to 150, more preferably 30
to 120. Since the cross-linkable nitrile rubber composition of
the present invention has the above compound Mooney, 1t 1s
excellent 1n molding processability. Note that the above
Mooney viscosity 1s measured in accordance with JIS K6300.

Cross-Linked Rubber

The cross-linked rubber of the present invention 1s
obtained by crosslinking the above cross-linkable nitrile rub-
ber composition.

To obtain the cross-linked rubber by crosslinking, the
cross-linkable nitrile rubber composition 1s molded by using
a molding machine suitable for a desired rubber shape, such
as an extruder, an 1njection molding machine, a compactor, a
roll and the like, and fixing the shape as a cross-linked rubber
by crosslinking reaction. It may be cross-linked after molding,
or simultaneously. Molding temperature 1s preferably 10 to
200° C., more preterably 25 to 120° C. Crosslinking tempera-
ture 1s preferably 100 to 200° C., more preferably 130 to 190°
C., and crosslinking time 1s preferably 1 minute to 24 hours,
more preferably 2 minutes to 1 hour.

Also, depending on the shape, size, etc., of the cross-linked
rubber, the 1nside may not be sufficiently cross-linked even 11
the surface 1s cross-linked, so that 1t may be secondarily
cross-linked by further heating.

The cross-linked rubber of the present invention 1s excel-
lent 1n mechanical properties such as tensile stress and small
in compression set. Particularly, 1t shows low rate of change 1n
clongation 1n heat aging test, indicating further improvement
in heat resistance.

Since 1t has the above properties, the cross-linked rubber of
the present invention can be used in wide range of application
subjected to repeated strong shear stress including a variety of
belts such as power driving flat belt, conveyer belt, V belt,
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timing belt and toothed belt; a variety of seal materials such as
valve and bubble sheet, BOP (BlowOut Preventer), platter,
O-ring, packing, gasket, diaphragm and oil-seal; attenuation
rubber components such as cushion material, dynamic
damper, rubber coupling, air spring and vibration-proofing
materials; a variety of hoses such as fuel hose, o1l hose,
marine hose, riser and flow line; a variety of rolls such as
printing roll, irron-making roll, papermaking roll, industrial
roll and roll for business equipment; a variety of boots such as
CV1 boots and propeller shaft boots; etc., as well as dust
cover, automobile 1nterior member, jacketed cable and shoe
sole, and particularly, it 1s useful for a belt or seal matenal.

EXAMPLES

Hereinatfter, the present invention will be specifically
described based on Examples and Comparative Examples,
but the present invention i1s not limited to these examples.
Note that “parts” 1n the following indicates a weight base
unless otherwise particularly designated.

Tests and evaluations were performed as below.

(1) Iodine Value

Iodine value was measured 1n accordance with JIS K6235.

(2) Mooney Viscosity [ML,_, (100° C.)]

Mooney viscosity (polymer Mooney) of the nitrile rubber
was measured 1n accordance with JIS K6300.

(3) Normal Physical Properties (Tensile Strength and Elon-
gation)

The crosslinkable nitrile rubber composition was placed in
a mold with a length of 15 ¢cm, a width of 15 ¢cm and a depth
of 0.2 cm, and cross-linked at 170° C. for 20 minutes at a
pressed pressure of 10 MPa, to prepare a test specimen. Ten-
sile strength and elongation of the cross-linked rubber were
measured 1 accordance with JIS K6251 by using the
obtained test specimen.

(4) Heat Aging Test

By using a test specimen produced by crosslink as in the
above (3), tensile strength, elongation and rate of change 1n
clongation (%) at 150° C. after 24 hours were obtained 1n
accordance with JIS K6257 (normal oven method).

Example 1

100 parts of nitrile group containing highly-saturated
copolymer rubber [product name “Zetpol 2010L" manufac-
tured by Nippon Zeon Co., Ltd., a hydrogenated acrylonitrile-
butadiene copolymer rubber having acrylonitrile unit content
of 36%, 10dine value of 11 and Mooney viscosity (ML, _ .,
100° C.) of 85], 15 parts of zinc dimethacrylate, 1.5 parts of
4.4'-di-(a,a'-dimethylbenzil)diphenylamine (product name
“Naugard 445”7, Crompton-Uniroyal Chemical) as an anti-
aging agent, 1.5 parts of zinc salt of 2-mercaptobenzimida-
zole (NoCRAC MBZ manufactured by Ouchi Shinko Chemi-
cal Industrial), 40 parts of silica (1) (see the following
Note *1), 10 parts of zinc oxide (zinc white No. 1) as a
crosslinking accelerator, 8 parts of trimellitic acid ester (prod-
uct name “ADEKA CIZER C8” manufactured by Asahi
Denka Company Limited) as a plasticizer and 8 parts of 40%
product of 1,3-bis(t-butyl peroxyisopropyl)benzene (Vulcup
40KE by GEO Specialty Chemicals Inc., an organic perox-
1ide) (3.2 parts of pure organic peroxide) were kneaded at 50°
C. 1n a open roll to prepare a cross-linkable nitrile rubber
composition. A cross-linked rubber obtained by this was sub-
ject to each test and evaluation of normal physical properties
(tensile strength, elongation, 100% tensile stress) and heat

10

15

20

25

30

35

40

45

50

55

60

65

12

aging test (tensile strength, elongation, rate of change 1n
clongation). The results are shown 1n Table 1.

Note *1: The silica (1) was silane-treated fumed silica
(product name “Aerosil R972” manufactured by Nippon
Aerosil Co., Ltd., having specific surface area of 110 m®/g
and pH=3.8). This was obtained by treating “Aerosil 130”
manufactured by Nippon Aerosil Co., Ltd. with dimethyldi-
chlorosilane.

Example 2

Except for using silica (2) (see the following Note *2)
instead of the silica (1), a cross-linkable nitrile rubber com-
position was produced as in the Example 1. Same tests and
evaluations were performed as 1n the Example 1, and the
results are shown 1n Table 1.

Note *2: The silica (2) 1s calcinated wet silica (product
name “Carplex CS-7”, manufactured by Shionogi & Co.,
[td., having specific surface area of 133 m*/g and pH=6.9).

Comparative Example 1

Except for using silica (3) (see the following Note *3)
instead of the silica (1), a cross-linkable nitrile rubber com-
position was produced as in the Example 1. Same tests and

evaluations were performed as 1n the Example 1, and the
results are shown 1n Table 1.

Note *3: The silica (3) 1s wet silica obtained by a precipi-
tation method (product name “Nipsil VN-3" manufactured by
Tosoh Silica Corporation, having specific surface area of 195
m>/g).

Comparative Example 2

Except for adding 2 parts of vinyl tris(3-methoxyethoxy)
silane (product name “A-172" manufactured by Nippon Uni-
car Company Limited) as a silane coupling agent, a cross-
linkable nitrile rubber composition was produced as 1n the
Comparative Example 1. Same tests and evaluation were

performed as 1n the Example 1, and the results are shown 1n
Table 1.

Comparative Example 3

Except for using silica (4) (see the following Note *4)
instead of the silica (1), a cross-linkable nmitrile rubber com-
position was produced as in the Example 1. Same tests and
evaluations were performed as 1n the Example 1, and the
results are shown in Table 1.

Note *4: The silica (4) 1s fumed silica (product name
“Aerosil 2007 manufactured by Nippon Aecrosil Co., Ltd.,
having specific surface area of 200 m*/g).

Comparative Example 4

Except for not adding 15 parts of zinc dimethacrylate, a

cross-linkable nitrile rubber composition was produced as 1n
the Example 1. Same tests and evaluations were performed as

in the Example 1, and the results are shown 1n Table 1.
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TABLE 1
Examples Comparative Examples
1 2 1 2 3 4
Components Zinc dimethacrylate 15 15 15 15 15 —
(parts) Silica (1) “Aerosil R972” 40 — — — — 40
Silica (2) “Carplex CS-7” - 40 - - - -
Silica (3) “Nipsil VN-3” — — 40 40 — —
Silica (4) “Aerosil 2007 — — — — 40 —
Silane Coupling Agent “A-172" — — — 2 — —
Normal Tensile Strength (MPa) 26.5 255 257 27.0 253 24.1
Physical Elongation (%) 470 430 480 460 460 430
Properties 100% Tensile Stress (MPa) 7.3 8.5 6.8 6.8 7.3 3.2
Heat Aging  Tensile Strength (MPa) 27.6 27.6 280 27.2 26.6 250
Test Elongation (%) 390 350 270 260 290 360
Rate of Change in Elongation (%) -17 -19 -44 -43 =37 -16

As shown 1n Table 1, the cross-linked rubber obtained by
crosslinking the nitrile rubber composition satisiying the
requirements of the present invention had suificient normal
physical properties (tensile strength, elongation and 100%
tensile stress), which were hardly deteriorated even by heat-

ing at 150° for 24 hours, indicating good heat resistance
(Examples 1 and 2).

On the other hand, when using wet silica or the same added
with a silane coupling agent, the resulting cross-linked rub-
bers were significantly reduced in elongation due to heat,
indicating inferior heat resistance (Comparative Examples 1
and 2).

Also similarly, using fumed silica without silane-treat-
ment, the provided cross-linked rubber was low 1n heat resis-
tance (Comparative Example 3).

Further, the cross-linked rubber obtained by using the
nitrile rubber composition not including zinc dimethacrylate
was significantly inferior in tensile stress (Comparative
Example 4).

The mvention claimed 1s:

1. A nitrile rubber composition comprising a nitrile rubber
(a) including an o, [3-ethylenically unsaturated nitrile mono-
mer unit and having 1odine value of 100 or less, an o,f3-
cthylenically unsaturated carboxylic acid metallic salt (b),
and calcinated wet silica (c).

2. The nitrile rubber composition as set forth 1 claim 1,
wherein a content of said a,p-ethylenically unsaturated car-
boxylic acid metallic salt (b) 1s 3 to 120 parts by weight per
100 parts by weight of said nitrile rubber (a).
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3. The nitrile rubber composition as set forth 1n claim 1 or
2, wherein a content of said calcinated wet silica (¢) 1s 5 to 300
parts by weight per 100 parts by weight of said nitrile rubber
(a).

4. The nitrile rubber composition as set forth in claim 1,
wherein said a,3-ethylenically unsaturated carboxylic acid
metallic salt (b) 1s a zinc salt and/or magnesium salt of unsat-
urated monocarboxylic acid.

5. The nitrile rubber composition as set forth 1n claim 4,
wherein said o,p-ethylenically unsaturated carboxylic acid
metallic salt (b) 1s a zinc dimethacrylate.

6. The nitrile rubber composition as set forth 1n claim 1,
wherein said calcinated wet silica 1s adjusted to have a surface
silanol group concentration of 3 groups/nm~ or less by calci-
nating wet silica.

7. A cross-linkable nitrile rubber composition comprising,
the mitrile rubber composition as set forth in claim 1 and a
crosslinking agent (d).

8. The cross-linkable mitrile rubber composition as set forth
in claim 7, wherein a content of said crosslinking agent (d) 1s
0.2 to 20 parts by weight per 100 parts by weight of the mitrile
rubber (a).

9. The cross-linkable mitrile rubber composition as set forth
in claim 7, wherein said crosslinking agent (d) 1s an organic
peroxide.

10. A cross-linked rubber obtained by crosslinking the
cross-linkable nitrile rubber composition as set forth 1n claim
7.

11. The cross-linked rubber as set forth in claim 10 which

1s a belt or seal matenial.
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